Conversion of β-oxoester 20a with n-butylamine (products 18b, 25b) S2
S2
Conversion of β-oxoester 20a with n-butylamine. According to GPB, β-oxoester 20a (179 mg, 500 µmol), K 3 PO 4 (212 mg, 1.00 mmol) and CuI (14 mg, 75 µmol) were converted with n-butylamine (0.5 mL). The crude product was purified by column chromatography (SiO 2 , hexanes/MTBE 1:1) to yield the benzazocinone 18b (78 mg, 0.26 mmol, 51%, R f = 0.33) as a colorless solid, mp 78 °C. As a second fraction, the acyclic amide 25b (33 mg, 77 µmol, 15%, R f = 0.17) was obtained as a colorless oil. C 18 H 25 NO 3 (303.40 g mol -1 ).
Ethyl 6-(butylamino)-2-(2-iodophenyl)-6-oxohexanoate (25b). 1 Conversion of β-oxoester 20a with n-hexylamine. According to GPB, β-oxoester 20a (179 mg, 500 µmol), K 3 PO 4 (212 mg, 1.00 mmol) and CuI (14 mg, 75 µmol) were converted with n-hexylamine (0.5 mL). The crude mixture was separated by column chromatography (SiO 2 , hexanes/MTBE 1:2) to yield as the first fraction the benzofuran 23a (4 mg, 0.02 mmol, 4%, R f = 0.65) as a pale yellow oil. Secondly, the benzazocinone 18c (83 mg, 0.25 mmol, 50%, R f = 0.34) was eluted as a colorless oil. As third and fourth fractions, the acyclic amide 25c (5 mg, 0.01 mmol, 2%, R f = 0.21) and the acylic amide 24c (26 mg, 78 µmol, 16%, R f = 0.18) were obtained, both as a colorless oils. Conversion of β-oxoester 20a with cyclohexylamine. According to GPB, β-oxoester 20a (179 mg, 500 µmol), K 3 PO 4 (212 mg, 1.00 mmol) and CuI (14 mg, 75 µmol) were converted with cyclohexylamine (0.5 mL). The crude mixture was separated by column chromatography (SiO 2 , hexanes/MTBE 1:2) to yield the benzofuran 23a (13 mg, 56 µmol, 11%, R f = 0.65) as a pale yellow oil in the first fraction. Secondly, the benzazocinone 18d (83 mg, 0.25 mmol, 50%, R f = 0.31) was eluted as as a colorless solid, mp 120-123 °C. As third fraction, the acyclic amide 24d (22 mg, 66 µmol, 13%, R f = 0.19) was obtained as a colorless oil. 
Conversion of β-oxoester 20a with allylamine. According to GPB, β-oxoester 20a
(179 mg, 500 µmol), K 3 PO 4 (212 mg, 1.00 mmol) and CuI (14 mg, 75 µmol) were converted with allylamine (0.5 mL). The crude product was purified by column chromatography (SiO 2 , hexanes/MTBE 1:2) to yield the benzazocinone 18e (70 mg, 0.24 mmol, 49%, R f = 0.28) as a colorless oil. As second fraction, the acyclic amide 24e (30 mg, 0.10 mmol, 20%, R f = 0.12) was obtained as a colorless oil.
Ethyl 1-allyl-2-oxo-1,2,3,4,5,6-hexahydrobenzo[b] azocine-6-carboxylate (18e). was isolated as a mixture of two diastereomers (ratio 87:13 by 1 H-NMR). In the se-
